vs. DEPARTMENT OF COMMERCE PATENT AND ^RIbE^M^^:^^^ 

TRANSMITTAL LETTER TO THE UNITED STATES 
DESIGNATED/ELECTED OFFICE (DO/EO/US) 
CONCERNING A FILING UNDER 35 U.S.C. 371 



U.S. APPLICATION NO. (IF KNOWN, SEE 37 CFR 



INTERNATIONAL APPLICATION NO. 
PCT/EPOO/02211 



INTERNATIONAL FILING DATE • 'p^Oi 

March 9, 20QQ | March 10, 1999 



'LE OF INVENTION 

PROCESS FOR PRODUCING A PLASTIC WEB FOR COATING A METAL SUBSRATE, LAMINATE 
COMPRISING THIS PLASTIC WEB, AND PRODUCT OR COMPONENT PRODUCED THEREWITH 



APPLICANT(S) FOR DO/EO/US 

Petrus Cornelis Jozef BEENTJES Willem Jan VAN VEENEN 
Huibert Willem DEN HARTOG 



Applicant herewith submits to the United States Designated/Elected Office (DO/EO/US) the following items and other information: 

1. S This is a FIRST submission of items concerning a filing under 35 U.S.C. 371. 

2. □ This is a SECOND or SUBSEQUENT submission of items concerning a filing under 35 U.S.C. 371 . 

3. □ This is an express request to begin national examination procedures (35 U.S.C. 371(f)). The submission must include itens (5) (6) 

(9) and (24) indicated below. v w! 

4. □ The US has been elected by the expiration of 1 9 months from the priority date (Article 31). 

5. H A copy of the International Application as filed (35 U.S.C. 37 1 (c) (2» 

a. H is attached hereto (required only if not communicated by the Intemarional Bureau). 

b. IS' has been communicated by the International Bureau. 

c. □ is not required, as the application was filed in the United States Receiving Office (RO/US). 

6. □ An English language translation of the International Application as filed (35 U.S.C. 371(c)(2)). 

a. □ is attached hereto. 

b. O has been previously submitted under 35 U.S.C. 154(d)(4). 

7. g| Amendments to the claims of the International Application under PCT Article 1 9 (35 U.S.C. 37 1 (c)(3)) 

a. □ are attached hereto (required only if not communicated by the International Bureau). 

b. □ have been communicated by the International Bureau. 

c. □ have not been made; however, the time limit for making such amendments has NOT expired. 

d. S have not been made and will not be made. 

8. □ An English language translation of the amendments to the claims under PCT Article 1 9 (35 U.S.C. 371(c)(3)). 

9. □ An oath or declaration of the inventor(s) (35 U.S.C. 371 (c)(4)). 

0. □ An English language translation of the annexes of the International Preliminary Examination Report under PCT 

Article 36 (35 U.S.C. 371 (c)(5)). 

1. Kl A copy of the Intemational Preliminary Examination Report (PCT/IPE A/409). 

2. K A copy of the International Search Report (PCT/IS A/2 1 0). 
Items 13 to 20 below concern document(s) or information included: 

3. H An Information Disclosure Statement under 37 CFR 1 .97 and 1 .98. 

4. □ An assignment document for recording. A separate cover sheet in compliance with 37 CFR 3.28 and 3.3 1 is included. 

5. H A FIRST preliminary amendment. 

6. □ A SECOND or SUBSEQUENT preliminary amendment. 

7. □ A substitute specification. 

8. □ A change of power of attorney and/or address letter. 

9. □ A computer-readable form of the sequence listing in accordance with PCT Rule 1 3ter.2 and 35 U.S.C. 1 .82 1 - 1 .825. 
3. □ A second copy of the published intemational application under 35 U.S.C. 154(d)(4). 

1 . □ A second copy of the English language translation of the intemational application under 35 U.S.C. 1 54(d)(4). 
I. □ Certificate of Mailing by Express Mail 
3. Olher items or information: 

Notice of Claim for Priority 

Copy of cover sheet of published PCT application WO 00/53665 



Page 1 of 2 



PCTUS1/REV03 



-K-imB'dFGT/PTO 0 7 SEP 2001 



U.S. APPLICATION NO. (IF KNC 

a3i 



-me folic 



INTERNATIONAL APPLICATION NO. 

PCT/EPOO/02211 



ATTORNEY'S DOCKET NUMBER 

APV31519 



le following fees are submitted:. 
BASIC NATIONAL FEE ( 37 CFR 1.492 (a) (1) - (5)) : 

Neither international preliminary examination fee (37 CFR 1 .482) ni 
intemational search fee (37 CFR 1 .445(a)(2)) paid to USPTO 
and Intemational Search Report not prepared by the EPO or JPO . . 



Intemational preliminary examination fee (37 CFR 1 .482) not paid to 

USPTO but Intemational Search Report prepared by the EPO or JPO 

Intemational preliminary examination fee (37 CFR 1.482) not paid to USPTO 
but intemational search fee (37 CFR 1.445(a)(2)) paid to USPTO 



Intemational preliminary examination fee (37 CFR 1.482) paid to USPTO 
but all claims did not satisfy provisions of PCT Article 33(l)-(4) 



$1000.00 
$860.00 
$710.00 
$690.00 



Intemational preliminary examination fee (37 CFR 1.482) paid to USPTO 
and all claims satisfied provisions of PCT Article 33(l)-(4) . 



$100.00 



ENTER APPROPRIATE BASIC FEE AMOUNT = 



CALCULATIONS PTO USE ONLY 



Surcharge of $130.00 for furnishing the oath or declaration later than 
months fi-om the earliest claimed priority date (37 CFR 1.492 (e)). 



□ 20 



NUMBER FILED 



NUMBER EXTRA 



Total claims 



Multiple Dependent Claims (check if applicable). 



TOTAL OF ABOVE CALCULATIONS = 



□ Applicant claims small entity status. (See 37 CFR 1 .27). The fees indicated above are 
reduced by 1/2. 



SUBTOTAL 



Processing fee of $130.00 for furnishing the English translation later than 
months from the earliest claimed priority date (37 CFR 1.492 (f)). 



TOTAL NATIONAL FEE 



Fee for recording the enclosed assignment (37 CFR 1.21(h)). The assignment must be 
accompanied by an appropriate cover sheet (37 CFR 3.28, 3.3 1) (check if applicable). 



TOTAL FEES ENCLOSED 



A check in the amount of 1148.00 



□ Please charge my Deposit Account No. _ 



;r the above fees is enclosed. 
in the amount of 



0 cover the above fees. 



A duplicate copy of this sheet is enclosed. 

The Commissioner is hereby authorized to charge any additional fees which may be required, or credit any overpayment 
to Deposit Account No. 19-4375 A dupHcate copy of this sheet is enclosed. 

Fees are to be charged to a credit card. WARNING: Information on this form may become pubhc. Credit card 
iaformation should not be included on this form. Provide credit card information and authorization on PTO-2038. 

NOTE: Where an appropriate time limit under 37 CFR 1.494 or 1.495 has not been met, a petitionto revive (37 CFR 
1.137(a) or (b)) must be fded and granted to restore the application to pending status. ^ 

SEND ALL CORRESPONDENCE TO: 



Anthony P. Venturino 
Reg. No. 31,674 

STEVENS, DAVIS, MILLER & MOSHER, LLP 
1615 L Street NW, Suite 850 
Washington, DC 20036 

Tel.: 202-785-0100 Fax.: 202-408-5200 




NAME 
31,674 



REGISTRATION NUMBER 

7. 9^^/ 



llllllillllillli 
24257 



09/936044 

IN THE UNITED STATES PATENT AND TRADEMARK OFFICE 

In re the Application 
Petrus BEENTJES et al 

Serial No: (National Phase of PCT/EPOO/02211) 
Filed: September 7, 2001 

For: PROCESS FOR PRODUCING A PLASTIC WEB FOR COATING A METAL 
SUBSTRATE, LAMINATE COMPRISING THIS PLASTIC WEB, AND PRODUCT OR 
COMPONENT PRODUCED THEREWITH 

PRELIMINARY AMENDMENT 

Honorable Commissioner of 

Patents and Trademarks 
Washington, D.C. 20231 

Sir: 

Prior to the calculation of the filing fee, please amend the above-identified 
application by further amending the claims on the Annexes to the International Preliminary 
Examination Report as follows: 

IN THE CLAIMS 

1. (Amended) Process comprising producing a plastic web for coating a metal 
substrate, in which the plastic is polyester, wherein the plastic web is produced by extruding 
a mixture of crystallisable polyester and non-crystallisable polyester. 

2. (Amended) Process according to Claim 1, wherein the polyesters used are 
copolyesters. 

3. (Amended) Process according to Claim 2, wherein copolyesters based on 
terephthalic acid are used. 



4. (Amended) Process according to Claim 3, wherein polyesters, which are formed 



on the basis of PET, are used. 

5. (Amended) Process according to Claim 1, wherein the non-crystallisable polyester 
used is a copolyester containing CHDM (1,4-cyclohexanedimethanol). 

6. (Amended) Process according to Claim 5, wherein the CHDM-modified 
copolyester is obtained by reacting a mixture of terephthalic acid, ethylene glycol 
(ethanediol) and CHDM. 

7. (Amended) Process according to Claim 1, wherein the non-crystallisable polyester 
used is a PET/PEN copolymer, which is obtained by reacting a mixture of terephthalic acid, 
naphthalenedicarboxylic acid and ethylene glycol (ethanediol). 

8. (Amended) Process according to Claim 1, wherein the mixture has a non- 
crystallisable weight fraction, which is greater than 6%. 

9. (Amended) Process according to Claim 8, wherein the mixture has a non- 
crystallisable weight fraction, which is less than 90%. 

10. (Amended) Process according to Claim 8, wherein the mixture used has a 
non-crystallisable weight fraction which is 25% or greater. 

11. (Amended) Process according toClaim 8, wherein the mixture has a non- 
crystallisable weight fraction which is 33% or greater. 

12. (Amended) Process according to Claim 8, wherein the mixture has a non- 
crystallisable weight fraction which is 50% or greater. 

13. (Amended) Process according to Claim 8, wherein the mixture has a non- 



crystallisable weight fraction which is 66% or greater. 

14. (Amended) Process according to Claim 8, wherein the mixture has a non- 
crystallisable weight fraction which is 75% or greater. 

15. (Amended) Laminate comprising a metal substrate and a plastic layer, 
wherein the plastic layer comprises an adhesive layer, the adhesive layer substantially 
comprising a plastic web produced according to the process described in Claim 1. 

16. (Amended) Laminate comprising a metal substrate and a plastic layer, 
wherein the plastic layer comprises a top layer, the top layer substantially comprising a 
plastic web produced according to the process described in Claim 1. 

17. (Amended) Laminate according to Claim 15, wherein there is an 
intermediate layer between the adhesive layer and the top layer, the intermediate layer 
substantially comprising a plastic web, which is produced by extruding a polyester. 

18. (Amended) Laminate according to Claim 17, wherein the intennediate 
layer is produced according to the process described in Claim 1. 

19. (Amended) Laminate according to Claim 18, wherein the intennediate 
layer is produced from a mixture with a non-crystallisable weight fraction which is 10% or 
greater. 

20. (Amended) Laminate according to Claim 19, wherein the intermediate 
layer is produced from a mixture with a non-crystallisable fraction which is 33% or greater. 

21. (Amended) Screw cap produced from a laminate according to Claim 15. 



22. (Amended) 



Crown cork produced from a laminate according to Claim 15. 



23. (Amended) Easy open end produced from a laminate according to Claim 

15. 

24. (Amended) Component produced from a laminate according to Claim 16, 
in which a PVC-containing compound is applied to the top layer of the plastic layer of the 
laminate. 

25. Component according to Claim 24, in which the non-crystallisable weight 
fraction in the top layer is 25% or greater. 

26. Component according to Claim 24, in which the weight fraction is 35% or 
greater. 

27. (Amended) Component according to Claim 26, in which the weight fraction 
is 50% or greater. 

28. (Amended) Component according to Claim 27, in which the weight fraction 
is 66% or greater. 

Please add the following new claims. 

30. Laminate according to Claim 16, wherein there is an intermediate layer 
between the adhesive layer and the top layer, the intermediate layer substantially 
comprising a plastic web, which is produced by extruding a polyester. 

31. Laminate according to Claim 30, wherein the intermediate layer is produced 
according to the process described in Claim 1. 

4 



32. Laminate according to Claim 31, wherein the intermediate layer is produced 
from a mixture with a non-crystallisable weight fraction which is 10% or greater. 

33. Screw cap produced from a laminate according to Claim 16. 

34. Crown cork produced from a laminate according to Claim 16. 

35. Easy open end produced from a laminate according to Claim 16. 

36. Component produced from a laminate according to Claim 17, in which a 
PVC-containing compound is applied to the top layer of the plastic layer of the laminate. 

37. Component produced from a laminate according to Claim 29, in which a 
PVC-containing compound is applied to the top layer of the plastic layer of the laminate. 
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REMARKS 



Claims 1-28 and 30-37 are pending. The claims have been amended to delete the 
multiple dependent claim status and improve readability. 

Claims 30-37 have been added to essentially repeat some of the claims that were 
previously multiply dependent. The numbering of the new claims starts at 30 because the 
originally filed application had 29 claims. No new matter is presented by the above 
amendments. Early and favorable consideration of this application is respectfully requested. 



APV/pgw 
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ATTACHMENT I -marked up set of claims 



1. (Amended) Process comprising [for] producing a plastic web for coating a metal 
substrate, in which the plastic [used] is polyester, [characterised in that] wherein the plastic 
web is produced by extruding a mixture of crystallisable polyester and non-crystallisable 
polyester. 

2. (Amended) Process according to Claim 1, [characterised in that] wherein the 
polyesters used are copolyesters. 

3. (Amended) Process according to Claim 2, [characterised in that] wherein 
copolyesters based on terephthalic acid are used. 

4. (Amended) Process according to Claim 3, [characterised in that] wherein 
polyesters, which are formed on the basis of PET, are used. 

5. (Amended) Process according to [one of Claims 1-4] Claim 1 , [characterised in 
that] wherein the non-crystallisable polyester used is a copolyester containing CHDM 

( 1 ,4-cyclohexanedimethanol) . 

6. (Amended) Process according to Claim 5, [characterised in that] wherein the 
CHDM-modified copolyester is obtained by reacting a mixture of terephthalic acid, ethylene 
glycol (ethanediol) and CHDM. 

7. (Amended) Process according to [one of Claims 1-4] Claim 1 . [characterised in 
that] wherein the non-crystallisable polyester used is a PET/PEN copolymer, which is 
obtained by reacting a mixture of terephthalic acid, naphthalenedicarboxylic acid and 
ethylene glycol (ethanediol). 



8. (Amended) Process according to [one of Claims 1-7] Claim 1 . [characterised in 
that] wherein the mixture [used] has a non-crystallisable weight fraction, which is greater 
than 6%. 

9. (Amended) Process according to Claim 8, [characterised in that] wherein the 
mixture [used] has a non-crystallisable weight fraction, which is less than 90%. 

10. (Amended) Process according to [Claim 8 or 9] Claim 8 . [characterised in 
that] wherein the mixture used has a non-crystallisable weight fraction which is 25% or 
greater. 

11. (Amended) Process according to [one of Claims 8-10] Claim 8 . 
[characterised in that] wherein the mixture [used] has a non-crystallisable weight fraction 
which is 33% or greater. 

12. (Amended) Process according to [one of Claims 8-11] Claim 8 . 
[characterised in that] wherein the mixture [used] has a non-crystallisable weight fraction 
which is 50% or greater. 

13. (Amended) Process according to [one of Claims 8-12] Claim 8 . 
[characterised in that] wherein the mixture [used] has a non-crystallisable weight fraction 
which is 66% or greater. 

14. (Amended) Process according to [one of Claims 8-13] Claim 8 . 
[characterised in that] wherein the mixture [used] has a non-crystallisable weight fraction 
which is 75% or greater. 

15. (Amended) Laminate comprising a metal substrate and a plastic layer, 
[characterised in that] wherein the plastic layer comprises an adhesive layer, the adhesive 
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layer substantially comprising a plastic web produced according to the process described in 
[one of Claims 1-14] Claim 1 . 

16. (Amended) Laminate comprising a metal substrate and a plastic layer, 
[characterised in that] wherein the plastic layer comprises a top layer, the top layer 
substantially comprising a plastic web produced according to the process described in [one 
of Claims 1-14] Claim 1 . 

17. (Amended) Laminate according to [Claims 15 and 16] Claim 15 , 
[characterised in that] wherein there is an intermediate layer between the adhesive layer 
and the top layer, the intermediate layer substantially comprising a plastic web, which is 
produced by extruding a polyester. 

18. (Amended) Laminate according to Claim 17, [characterised in that] 
wherein the intermediate layer is produced according to the process described in [one of 
Claims 1-7] Claim 1 . 

19. (Amended) Laminate according to Claim 18, [characterised in that] 
wherein the intermediate layer is produced from a mixture with a non-crystallisable weight 
fraction which is 10% or greater. 

20. (Amended) Laminate according to Claim 19, [characterised in that] 
wherein the intermediate layer is produced from a mixture with a non-crystallisable fraction 
which is 33% or greater. 

21. (Amended) Screw cap produced from a laminate according to [one of 
Claims 15-20] Claim 15 . 



22. (Amended) 



Crown cork produced from a laminate according to [one of 



Claims 15-20] Claim 15 . 



23. (Amended) Easy open end produced from a laminate according to [one of 
Claims 15-20] Claim 15 . 

24. (Amended) Component produced from a laminate according to [one of 
Claims 16-20] Claim 16 . in which a PVC-containing compound is applied to the top layer 
of the plastic layer of the laminate. 

25. Component according to Claim 24, in which the non-crystallisable weight 
fraction in the top layer is 25% or greater. 

26. Component according to Claim 24, in which the weight fraction is 35% or 
greater. 

27. (Amended) Component according to Claim 26, in which the [said] weight 
fraction is 50% or greater. 

28. (Amended) Component according to Claim 27, in which the [said] weight 
fraction is 66% or greater. 
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^7 SEP ^ 

YROCE SS FOR PRODUCING A PLASTI C WE BFOR COATING A METAL 
SUBS TRATE, LAMINATE CQMP JBJSL NG THIS PLASTIC WE B, AND 
PRODUCT OR C OMPO NENT PRODUCED THEREWITH ' 

5 The invention relates to a process for producing a plastic web for coating a metal 

substrate, in which the plastic used is polyester. The invention also relates to a laminate 
containing a plastic web of this nature, and to a product or component which is 
produced using this laminate. 

For various reasons, it is often desirable for metal to be provided with an 

10 additional layer in the form of a metallic or organic coating. This layer may serve to 
protect or decorate the metal, depending on its subsequent use. For packaging steel, a 
combination of a metalhc and organic coating layer is generally used, so that the coated 
material, during its tinal use, protects the packaged foodstuff well, will not exhibit any 
corrosion, and the quality of the packaged foodstuff will be maintained. 

1 5 The metallic covering layer used is often tin or chromium with chromium oxide 

on top, or a combination of these two layers. In the invention described below, good 
results have been obtained on packaging steel provided with a thin layer of chromium 
and chromium oxide (ECCS), but use of the invention is not limited to this type of 
packaging steel. 

2 0 Lacquers are often used as the organic coating layer. Examples are epoxy and 

epoxyphenol lacquers, polyester lacquers and organosol lacquers, or combinations 
thereof Sometimes, using these lacquers involves formability problems, with corrosion 
occurring or with undesirable substances being released from the lacquer to the 
packaged foodstuff, or with the undesirable emission of solvents. 

2 5 In this respect, better results are obtained by packaging steel which is provided 

with a plastic web as a coating layer. Examples of plastics which can be used for this 
purpose are polypropylene, polyethylene, polyamide and polyester. The plastic web can 
be applied by producing it in a separate production process, rolhng it up and unwinding 
it again at the location of the coating line, where it is stuck to the metal by the 

3 0 application of heat and pressure. It is also possible to produce a thin, molten web of 

plastic in the coating line by extrusion, which is applied to the metal in the molten or 
solidified state. 

A drawback of using a polyester plastic web, such as a web made from PET 
(polyethyleneterephthalate), as a coating layer is that it is difficult to adhere this web to 
3 5 the packaging steel sufficiently well for it still to be possible to deform the coated metal 
without the coating layer becoming detached or ruptured when the coated material is 
subjected to a (wet) heat treatment. 
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Another drawback is that it is difficult to apply an additional layer to the coating 
layer which then adheres sufficiently firmly to the plastic coating layers which have 
previously been used. The additional layer is, for example, a PVC-containing sealing 
compound which is generally used to seal a screw cap on a glass jar in an airtight 
5 manner. 

Another drawback is that most polyesters crystallize under the influence of heat. 
A heat treatment is often required in the production process, for example in order to 
cure a printing or a compound. During this process crystallisation takes place in many 
polyesters, which in the case of transparent coating layers results in undesirable 
10 discoloration, with the colour of the layer becoming opaque and whitish. 

One object of the invention is to provide a process for producing a plastic web for 
coating a metal substrate in which the polyester used adheres securely to the metal even 
after deformation of the metal together with the coating layer and a (wet) heat 
treatment. 

15 Another object is to provide a method of this nature in which the polyester 

provides good adhesion for a PVC-containing compound which is applied to it. 

Yet another object is to provide a process of this nature which forms a plastic 
layer which remains highly transparent during a heat treatment. 

Another object of the invention is to use this process to produce laminates, 
2 0 products and components which satisfy one or more of the abovementioned obj ects. 

According to a first aspect of the invention, one or more of these objects are 
achieved by means of a process of the type described in the preamble in which the 
plastic web is produced by extruding a mixture of various polyesters. 

It has been found that if the constituent components of the polyesters are selected 

2 5 appropriately and an appropriate preparation method is selected, the problems with 

adhesion to steel after deformation and use, of discoloration of the coating layer caused 
by a heat treatment, and of adhesion to PVC-containing compounds are solved. 

Preferably, the process is such that the polyesters used are copolyesters. With the 
aid of these copolyesters, it is easy to manipulate the properties of the polyester layer. 

3 0 Preferably, copolyesters based on terephthalic acid are used. This is a very 

standard type of copolyester. More preferably, copolyesters which are formed on the 
basis of PET are used. These are readily available. 

According to an advantageous process, the mixture used is a mixture of a 
crystalli sable polyester and a non-crystallisable polyester. By varying the ratio between 
3 5 the crystallisable polyester and the non-crystallisable polyester, it is possible to adapt 
the properties in such a manner that, for example, a good adhesion to packaging steel or 
to a PVC-containing compound or a good resistance to a heat treatment is obtained. 
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Preferably, the process is such that the non-crystalHsable polyester used is a 
copolyester which contains CHDM (1,4-cyclohexanedimethanol). This polyester 
containing CHDM is very suitable for manipulation of the properties of the polyester 
layer. 

5 Preferably, the CHDM-modified copolyester is obtained by reacting a mixture of 

terephthalic acid, ethylene glycol (ethanediol) and CHDM. 

Alternatively, a process is used in which the non-crystallisable polyester used is a 
PET/PEN copolymer which is obtained by reacting a mixture of terephthalic acid, 
naphthalenedicarboxylic acid and ethylene glycol (ethanediol). Other non-crystallizable 
1 0 polyesters may also be suitable in order to obtain the effects described. 

Preferably, the mixture used has a non-crystallisable weight fraction which is 
greater than 6%. If this percentage is lower, the adhesion is in many cases insufficient if 
the plastic web undergoes a subsequent heat treatment and/or substantial deformation. 

Preferably, the mixture used has a non-crystallisable weight fraction which is less 
15 than 90%. An excessively high percentage of non-crystallisable polymer in some cases 
leads to undesirable deformation of the plastic web on a metal substrate, resulting in 
wrinkles, so that the laminate cannot be used as a substrate for, for example, screw caps 
which have been printed with heat-curing ink. 

Advantageously, the mixture used has a non-crystallisable weight fraction which 
2 0 is approximately 25% or greater. In this way, reasonably good adhesion to PVC- 
containing compounds is obtained. 

Advantageously, the mixture used has a non-crystallisable weight fraction which 
is approximately 33% or greater. This results in a plastic web which remains highly 
transparent during a heat treatment; a considerably higher percentage is required for a 

2 5 sterilisation treatment. 

Good adhesion to PVC-containing compounds is obtained if the mixture used has 
a non-crystallisable weight fraction which is approximately 50% or greater, if the 
plastic-coated metal is at most pasteurised. 

For sterilisation applications, it is preferable to use a mixture with a non- 

3 0 crystallisable weight fraction which is approximately 66% or greater. 

Very good adhesion to compounds is obtained if the mixture used has a non- 
crystallisable weight fraction which is approximately 75%> or greater. 

With regard to the above, it should be borne in mind that it is always desirable for 
the amount of non-crystallisable polymer in the mixture to be kept as low as possible, 
3 5 since non-crystallisable polymer is much more expensive than crystallisable polymer. 

According to a second aspect of the invention, a laminate is provided, comprising 
a metal substrate and a plastic layer, the plastic layer comprising an adhesive layer, this 
adhesive layer substantially comprising a plastic web produced according to the process 
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described above. The laminate thus exhibits good adhesion between the metal substrate 
and the plastic layer. 

Preferably, the laminate is formed in such a manner that the plastic layer 
comprises a top layer, the top layer substantially comprising a plastic web produced 
5 according to the process described above. This gives the top layer good adhesion for a 
PVC-containing compound. 

According to an advantageous embodiment, the plastic layer of the laminate has 
an adhesive layer and a top layer, an intermediate layer being present between the 
adhesive layer and the top layer, the intermediate layer substantially comprising a 
10 plastic web which is produced by extruding a polyester. Since the top layer and the 
adhesive layer primarily have an adhesive function and therefore may be thin, an 
intermediate layer is desirable in order to make the plastic layer sufficiently thick and 
strong. In order for it to be possible to extrude the plastic layer in a single operation, the 
intermediate layer also has to be extrudable. 
15 It is possible to produce the intermediate layer using the process described above. 

In this case, the intermediate layer is preferably produced from a mixture with a 
non-crystallisable weight iraction which is approximately 10% or greater. Preferably, 
this weight fraction is approximately 33% or greater. In this case too, the amount of 
non-crystallisable polymer must be kept as low as possible, for cost reasons. A higher 
2 0 percentage should be used for a sterilisation treatment. 

The laminate can be used to produce, for example, screw caps, crown corks and 
easy open ends, as well as packagings and components thereof, such as the base, the lid 
or the body, a deep-drawn and/or wall-ironed can, a base, cap, wall or valve dish of an 
aerosol can, or a dish or fray, etc. 

2 5 A third aspect of the invention provides a component produced from a laminate 

as described above, in which a PVC-containing compound is applied to the top layer of 
the plastic layer of the laminate. 

In this case, the non-crystallisable weight fraction in the top layer is preferably 
approximately 25% or greater. This makes it possible to achieve good adhesion results 

3 0 between the top layer and the PVC-containing compound. 

Preferably, the weight fraction is approximately 35% or greater. This improves 
the adhesion results. 

In order for it to be possible to subject the component to pasteurisation or a 
similar heat treatment, however, the non-crystallisable weight fraction is preferably 
3 5 50% or higher in order to be certain to obtain good adhesion. 

For sterilisation applications, the said weight fraction is preferably approximately 
66% or higher. The adhesion is then good for all PVC-containing compounds which 
have been investigated. 



However, it has been found that the weight fraction of non-crystalhsable 
polyester required in the top layer depends on the compound used, so that the minimum 
percentage required has to be determined on the basis of the compound employed. 

The invention will be explained in more detail below. 

Experiments have shown that a mixture of, for example, two types of polyester is 
particularly expedient for producing plastic-coated metal, for example packaging steel. 
This is, for example, a mixture of crystallisable PET, referred to below as PET A, and 
non-crystallisable PET, referred to below as PET B. An example of a suitable type of 
PET for PET A is Eastapak 9921w produced by Eastman Chemical Company. An 
example of a suitable type of PET for PET B is Eastar PETG 6763, also produced by 
Eastman Chemical Company. 

A number of PET coatings were applied with adhesive, intermediate and top 
layers in which different quantities of PET B have been mixed with PET A. 

Three types of polyester and mixtures thereof were tested. The following text will 
indicate the characteristics of the various types. The two types of polymer are PET A 
and PET B as defined above. Mixtures were made from these two types. These two 
types are copolymers of "normal" PET, in which, during the synthesis, a quantity of 
ethanediol was replaced with 1,4-cyclohexanedimethanol (referred to throughout the 
rest of this document as CHDM). PET A has a very low CHDM content, while a 
PET C, which is to be described below, has a higher CHDM content, and PET B has an 
even higher CHDM content. PET C is completely copolymerised and has a maximum 
achievable crystalhnity which is lower than that of PET A. Eastar PETG 15086 is used 
for PET C. A copolymer of this nature has significantly different properties from a 
mixture of PET A and PET B. These PET grades and mixtures thereof are applied as a 
coating layer to the subsfrate. 

The product codes of the plastic-coated products used and the associated 
composition of the plastic are given in the table below (all percentages are by weight). 



Code 


Adhesive 
layer 


Intermediate 
layer 


Top layer 


Steel base 


TP628A 


PET A 


0.21 mm ECCS, 
T61CA 


TP628B 


PETC 


0.21 mm ECCS, 
T61CA 


P064 


100% PET B 


PET A 


100% PET B 


0.21 mm ECCS, 
T61CA 


P076 


33% PET B 


PET A 


100% PET B 


0.21 mm ECCS, 
T61CA 


P077 


100% PET B 


PET A 


33% PET B 


0.21 mm ECCS, 
T61CA 


P078 


66% PET B 


PET A 


100% PET B 


0.21 mm ECCS, 
T61CA 


P079 


100% PET B 


PET A 


66% PET B 


0.21 mm ECCS, 
T61CA 


P080 


100% PET B 


PET A 


100% PET B 


0.21 mm ECCS, 
T61CA 


P086 


100% PET B 


PET A 


100% PET B 


0.155 mm ECCS, 
DR620CA 


P 087 


50% PET B 


PET A 


33% PET B 


0.155 mm ECCS, 
DR620CA 


P088 


50% PET B 


PET A 


50% PET B 


0.155 mm ECCS, 
DR620CA 


P089 


50% PET B 


33% PET B 


50% PET B 


0.155 mm ECCS, 
DR620CA 


P090 


75% PET B 


PET A 


66% PET B 


0.155 mm ECCS, 
DR620CA 



The percentage of PET A in the adhesive, intermediate and top layers is 100 
minus the PET B percentage indicated. In variants TP628A and TP628B, a single-layer 
coating was applied. 

Variants P076 - P080 and P086 - P090 were used for adhesion tests. 

The reference material used in the compound tests was a lacquered can. 
Specifications: 

• steel base: 0.24 mm T57CA 

• tin plating: 2.8/2.8 g/m^ 

• passivation: 311 (approx. 5 mg/rn^ Cr) 

• lacquer system (adhesive lacquer: approx. 5 g/m^ and top lacquer: approx. 12 g/m^, 
as is customarily used for screw caps). 

To test the compound adhesion directly after apphcation, a layer of compound is 
applied to the coating variant to be examined, and this layer is cured in a hot air furnace 
under suitable conditions. The specimen is cut into narrow strips, after which a blade is 
used to cut off a small piece of the compound applied. A 180° peel test was then carried 
out in a tensile strength tester, using the exposed substrate and the cut-out piece of 
compound as the point of engagement. The adhesion of the compound is excellent if the 
compound layer breaks during the peel test and sufficient if the peel strength is greater 
than 1 N/mm. 

To establish the compound adhesion after sterilisation, after the compound has 
been applied and cured the entire specimen is placed in a high-pressure pan containing 
demineralised water. The pan is heated to a temperature of 121 °C, after which the 
specimen is sterilised for 1 hour at this temperature. After cooling, the specimen is 
again cut into narrow strips and is kept moist through being immersed in demineralised 
water until, shortly afterwards, a peel test is carried out following the procedure 
described above. 

In the first instance, it was attempted to carry out this test as an adhesion test for 
the compound. It was found that the adhesion of the compound to the PET was stronger 
than the adhesion of PET to ECCS. This method was therefore found to be suitable for 
determining the adhesion to ECCS. 

In order to determine the adhesion after sterilisation, use is made of the 
(particular) phenomenon that it is possible to obtain excellent adhesion between cured 
PVC-containing compound and a top layer comprising 100% PET B. The procedure is 
as follows. 

Slightly wider strips of P064 are laid onto the strips of material with cured 
compound already on them. This sandwich is placed between two stainless steel plates 
which are fixed at the four comers by means of a nut and bolt (manually tightened). 
This assembly is placed in a high-pressure pan containing demineralised water and is 



heated. After 12rC (1 bar excess pressure) has been reached, sterihsation is carried out 
for a further hour. After coohng, the specimens which have been placed on top of one 
another are removed from the container and placed in a glass beaker containing water, 
in order to keep the specimens moist (drying generally allows the adhesion to improve). 
To carry out the peel test, an incision is then again made between the compound and the 
coated material to be tested. Then, the ends of the specimen plate to be tested and the 
support plate made of P064 are clamped in the test stand. Then, a 180° peel test is 
carried out in the same way as that described above. 

The adhesion determined using this method represents a measure of adhesion in 
the wet state and thus provides an indication of the adhesion to, for example, the inside 
of a sterilised packaging. 

There is a considerable difference in adhesion which can be achieved between 
compovmd and coating layer amongst the tested mixmres of the PET A and PET B 
variants, and PET C (copolymer). 

PET A (TP628A) and PET C (TP628B) exhibit scarcely any adhesion to a PVC- 
containing compound. In both cases, the adhesion is very inadequate in the dry state. 
These variants are not suitable for use as a coating for the inside of screw caps (forces 
measured from approx. 0.1-0.2 N/mm; the peel strength should be above 1 N/mm). 

In principle, very good adhesion can be obtained between PVC-containing 
compound and a top layer comprising a mixture of PET A and PET B. A number of 
PVC-containing compounds were tested. Some of the compounds are (according to the 
supplier) particularly suitable for pasteurisation, other types for sterilisation 
applications. Compounds from various suppliers were tested. As can be seen from the 
table containing the test results concerning the compound adhesion directly after 
application, the percentage of PET B which is required depends on the compound 
tested. 



Adhesion of a number of compounds to the tested variants immediately after 
application 



Variant 
code 


Compound 1 


Compound 2 


Compound 3 


Compound 4 


P064 


Breakage 


Breakage 


Not tested 


Not tested 


P077 


Moderate 
adhesion 


Breakage 


Not tested 


Not tested 


P079 


Breakage 


Breakage 


Not tested 


Not tested 


P086 


Not tested 


Not tested 


Breakage 


Breakage 
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P087 


Breakage 


Breakage 


No adhesion 


No 

adhesion 


P088 


Breakage 


Breakage 


Breakage 


Strong 
adhesion 


P089 


Breakage 


Breakage 


Breakage 


Breakage 


P090 


Breakage 


Breakage 


Breakage 


Breakage 



Compoimd 1 : Compound from supplier A suitable for pasteurisation (fat-containing foodstuffs) 



Compound 2: Compound from supplier A for sterilisation applications (fat-containing foodstuffs) 
Compound 3: Compound from supplier B suitable for hot fill and pasteurisation applications 
Compound 4: Compound from supplier B suitable for sterilisation applications 

5 

The compound adhesion is optimum if breakage occurs during the peel test. If 
good adhesion is obtained immediately after application (breakage in the compound 
during the peel test), in all cases it was found that, after sterilisation or pasteurisation, 
the adhesion of the compounds to the PET coating layer was greater than that of the 

10 coating layer to the ECCS. Good compound adhesion even after pasteurisation or 
sterilisation is essential for successful use of these materials, since a treatment of this 
nature is almost always used. 

In all cases, it was fotmd that the compounds tested exhibited highly insufficient 
adhesion to TP628A and TP628B. Of these variants, variant TP628B (PET C) exhibits 

15 slightly less poor adhesion, but still adheres insufficiently to PVC-containing 
compound. 

For non-processable/pasteurisation applications, > 50% PET B in the top layer is 
sufficient to obtain good adhesion to all the compounds tested. For sterilisation 
applications, a higher percentage is required: > 66% PET B in the top layer. At these 

20 concentrations of PET B, all the compounds tested are suitable. However, for both 
cases it is possible that lower percentages may also give good results, depending on the 
compound used. Therefore, by making use of specific compounds for specific 
applications, it is possible to use lower percentages of PET B in the top layer. 

By sealing the specimen to a reference specimen with a compound applied 

2 5 thereon, it is possible to determine the force which is required to pull the compound off 
If the adhesion of the compound to the PET is sufficiently great, it is not the adhesion 
of the compound to the plastic, but rather the adhesion of the plastic layer to the steel 
which is measured. This is lower under wet conditions than the adhesion under dry 
conditions. A number of results are given in the table. 



- 10- 



Variant code F^^^^ 

Compound 1 
N/mm 


Fmean 

Compound 2 
N/mm 


Adhesive layer 


P064 


2.5; 2.6 


1.7; 1.7 


PETB 


P076 


1.2; 3.0 


0.1"; 0.3* 


33% PET B 


P077 


2.4; 2.4 


1.6; 1.6 


PETB 


P078 


2.8; 3.1 


0.4*; 2.1,0.6*, 0.7' 


66% PET B 


P079 


2.6; 2.8 


1.7; 1.7 


PETB 


P080 


2.3; 2.5 


0.9; 1.2 


PETB 


P088 


n.d. 


0.5*, 0.3* 


50% PET B 


P089 


n.d. 


0.3*, 0.2* 


50% PET B 


P090 


n.d. 


0.6, 1.0 


75% PET B 


Lac. Ref 2.2; 2.3 


2.6; 1.4, 1.8, 1.3 




n.d.: 


no adhesion or scarcely any adhesion, 
not determined 





The impression of the coating with a 100% PETB adhesive layer is relatively 
consistent, although the two types of compoimd give a different effect to the adhesion. 
5 In the variants with an adhesive layer containing 33% PET B, there is a somewhat 
greater spread. It is clear that the adhesion to steel when using compound 2 is 
considerably lower (insufficient). This effect is also found when using compound 1, 
although in this case the effect is less intensive. With compound 1, the adhesion 
appears to remain sufficient in all cases. 
10 The relationship between the quantity of PETB in the adhesive layer and the 

adhesion to the EGGS (under wet conditions) measxired with compound 2 can be 
described according to the following formula: 

Peel strength = 1.4 • 10"* * 

15 

where P is the percentage of PET B in the adhesive layer and the peel strength is 
expressed in N/mm. 

In the case of compound 1, the measured values are much higher. The difference 
between the two types is that compound 2 is a sterilisation compound, while 
2 0 compound 1 is more suitable for hot fill and pasteurisation. In this case, the relationship 
can be described by the following equation 

Peel strength = InP - 1 .96 



A clear conclusion which can be drawn from these measurements is that different 
compounds lead to different adhesion. For certain applications, low PET B contents are 
possible. 

The top layer of a PET coating (intended in particular for screw caps) must 
exhibit good adhesion to a PVC-containing compound. Adhesion of PET to a PVC is 
difficult to achieve. It is generally accepted that PET does not adhere to PVC. Known 
solutions for improving the adhesion to compound are relatively complex and, in some 
cases, use PVC-containing layers. With the above-described method of mixing a 
crystallisable PET and a non-crystallisable PET provides very good adhesion in a 
simple manner. 

For the intermediate layer, it is important, in the case of transparent coating 
layers, that the appearance of the layer should not change visibly as a result of (dry) 
heat treatments. It has been found that with the crystallisable polyesters normally used, 
such as PET A, undesirable discoloration takes place as a result of a heat treatment. It 
has been found that if a polyester layer comprising a mixture of mainly crystallisable 
polyester (PET A) and some non-crystallisable polyester (PET B) is used, it is not 
possible to detect any change in appearance when used as transparent coating layer for 
metals which still have to undergo a heat treatment (for example for cxiring a compound 
or printing). 

It has been found that in the case of sterilisation and pasteurisation, the adhesion 
of a PET A or PET C is insufficient to obtain a suitable material for use as base 
material for metal packaging. 

The adhesion of PET to steel is considerably improved by using a mixture of 
PET B and PET A. An excessively high percentage of PET B leads to undesirable 
deformation of the coating (wrinkling), with the result that the laminate cannot be used 
as a material for, in particular, screw caps printed with heat-curing ink. 

A comparison between PET C and a mixture of PET B and PET A indicates the 
importance of choosing a mixture. For example, compound adhesion to PET C is 
absolutely insufficient. 

This means that other polyesters which have a non-crystallisable character will 
also give a similar effect, for example copolymerised PET in which approx. 15% of the 
terephthalic acid weight fraction is replaced by naphthalenedicarboxylic acid, 
preferably naphthalene-2,6-dicarboxylic acid. The pure polyester of 
naphthalenedicarboxylic acid and ethylene glycol (PEN) has the additional advantage 
of very good barrier properties. 

It will be understood that the above mentioned examples do not limit the 
invention in any way. The scope of protection is defined by the claims which follow. 
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CLAIMS 



Process for producing a plastic web for coating a metal substrate, in which the 
plastic used is polyester, characterised in that the plastic web is produced by 
extruding a mixture of various polyesters. 

Process according to Claim 1, characterised in that the polyesters used are 
copoly esters. 

Process according to Claim 2, characterised in that copolyesters based on 
terephthalic acid are used. 

Process according to Claim 3, characterised in that polyesters which are formed 
on the basis of PET are used. 

Process according to one of the preceding claims, characterised in that the 
mixture used is a mixture of a crystallisable polyester and a non-crystallisable 
polyester. 

Process according to Claim 5, characterised in that the non-crystallisable 
polyester used is a copolyester containing CHDM (1,4-cyclohexanedimethanol). 

Process according to Claim 6, characterised in that the CHDM-modified 
copolyester is obtained by reacting a mixture of terephthahc acid, ethylene glycol 
(ethanediol) and CHDM. 

Process according to Claim 5, characterised in that the non-crystallisable 
polyester used is a PET/PEN copolymer which is obtained by reacting a mixture 
of terephthalic acid, naphthalenedicarboxylic acid and ethylene glycol 
(ethanediol). 

Process according to one of Claims 5-8, characterised in that the mixture used has 
a non-crystallisable weight fraction which is greater than 6%. 



3 5 10. Process according to Claim 9, characterised in that the mixture used has a non- 
crystallisable weight fraction which is less than 90%. 



-13- 



11. Process according to Claim 9 or 10, characterised in that the mixture used has a 
non-crystallisable weight fraction which is approximately 25% or greater. 

12. Process according to one of Claims 9-11, characterised in that the mixture used 
5 has a non-crystallisable weight fraction which is approximately 33% or greater. 

13. Process according to one of Claims 9-12, characterised in that the mixture used 
has a non-crystallisable weight fraction which is approximately 50% or greater. 

10 14. Process according to one of Claims 9-13, characterised in that the mixture used 
has a non-crystallisable weight fraction which is approximately 66% or greater. 



15. Process according to one of Claims 9-14, characterised in that the mixture used 
has a non-crystallisable weight fraction which is approximately 75% or greater. 

15 

16. Laminate comprising a metal substrate and a plastic layer, characterised in that 
the plastic layer comprises an adhesive layer, the adhesive layer substantially 
comprising a plastic web produced according to the process described in one of 
Claims 1-15. 

20 

17. Laminate comprising a metal substrate and a plastic layer, characterised in that 
the plastic layer comprises a top layer, the top layer substantially comprising a 
plastic web produced according to the process described in one of Claims 1-15. 



2 5 18. Laminate according to Claims 16 and 17, characterised in that there is an 

intermediate layer between the adhesive layer and the top layer, the intermediate 
layer substantially comprising a plastic web which is produced by extruding a 
polyester. 

3 0 19. Laminate according to Claim 18, characterised in that the intermediate layer is 

produced according to the process described in one of Claims 1-8. 



20. 

35 



Laminate according to Claim 19, characterised in that the intermediate layer is 
produced from a mixture with a non-crystallisable weight fraction which is 
approximately 10% or greater. 
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21. Laminate according to Claim 20, characterised in that the intermediate layer is 
produced from a mixture with a non-crystallisable fraction which is 
approximately 33% or greater. 

22. Screw cap produced from a laminate according to one of Claims 16-21 . 

23. Crown cork produced from a laminate according to one of Claims 1 6-21 . 

24. Easy open end produced from a laminate according to one of Claims 16-21 . 

25. Component produced from a laminate according to one of Claims 17-21, in which 
a PVC-containing compound is applied to the top layer of the plastic layer of the 
laminate. 

26. Component according to Claim 25, in which the non-crystallisable weight 
fraction in the top layer is approximately 25% or greater. 

27. Component according to Claim 25, in which the weight fraction is approximately 
35% or greater. 

28. Component according to Claim 27, in which the said weight fraction is 
approximately 50% or greater. 

29. Component according to Claim 28, in which the said weight fraction is 
approximately 66% or greater. 
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